A simple approach to achieve microspherical polyaniline/graphene (PANI/rGO) composites by microemulsion has been developed, and the composites are further used as electrode materials for supercapacitors. Compared to other methods, microemulsion polymerization is a thermodynamically stable and easy-processing method, where the formed micelles act as "soft templates" to form the stable morphologies according to the type and concentration of surfactants. The one-step process is that water-dispersible GO is directly added into the SDS micelles during the microemulsion polymerization. The spherical SDS micelles just attach on the GO nanosheets with large lateral size, while the small GO nanosheets may embed into internal of the micelles. So, the as-prepared PANI/rGO composites have two probable ideal structures. Due to their unique architecture and the synergistic effect between PANI and graphene, the as-prepared PANI/rGO composites show the maximum electrochemical capacity of 495.9 F g −1 at 0.5 A g −1 , excellent rate capability and improved cycling stability.
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